1
H NMR spectrum showed 6 anomeric signals, which were used as the starting point for the assignment of the chemical shift of all nonanomeric protons in the 2D TOCSY spectrum. The 1 H anomeric signals at  5.230 (α) and  4.656 (β), and the set of their nonanomeric protons (Table S1) showed the presence of a reducing -(1→4)--D-Glcp R unit. The anomeric signal B ( 4.977) revealed the presence of an (α1→6) linkage. Its set of anomeric protons (H-2, H-3, H-4, H-5, H-6a and H-6b at  3.59, 4.01, 3.66, 3.86, 3.89 and 3.83 respectively) correspond to that of internal -(1→4)--D-Glcp-(1→6)-unit. The set of chemical shifts of A H-1 H-2, H-3, H-4, H-5, H-6a and H-6b at  5. 349, 3.64, 3.97, 3.67, 4.03, 3.87 and 3.95 Nevertheless, the set of their proton chemical shifts (Table S1 ) clearly assigned both of them as terminal -D-Glcp-(1→4)-units. In the ROESY spectrum ( Figure S2 ), inter-residual cross-peaks were observed between A H-1 and Rα H-4, Rβ H-4 (A1→4R), B H-1 and A H-6a (B1→6A), and C/C' H-1 and A4, B4 (C/C'1→4A and C/C'1→4B). Due to the highly overlapping signal of C and C', they can be exchanged, however, resulting in the same oligosaccharide structure. Taken together, these data lead to the characterization of oligosaccharide 7 as Figure 5 ).
Figure S3.
1 H NMR spectra of oligosaccharides produced by incubation of sucrose (100 mM) and maltotriose (100 mM) with the GTFA-∆N enzyme of Lactobacillus reuteri 121. The 1 H NMR spectrum of 4 was recorded at 310K while those of 5 and 7 were recorded at 300K. 
